Abstract : The stable phosphoranylidene-1, 2, 4-triazines 12 and 15 were prepared in high yields and subjected to Wittig reaction, hydrolysis and pyrolysis whereas several triazine derivatives (alkyl, alkenyl and acetylenes) were isolated and identified.
Introduction
Numerous 1,2,4-triazine derivatives were evaluated for different biological activity (1) (2) (3) . The most interesting aspects of these compounds are their antiphlogistic, cytostatic, antiviral and immunosuppressive properties (4, 5 ) .
In continuation of our previous investigation^) pertaining to synthesis of organophosphorus compounds incorporating 1,2,4-triazine moiety with predicted pesticidal effects (6,7), we report here the synthesis of a series of stable phosphorus ylides derived from 3-chloro-phenanthro [9,10- e]-l,2,4-triazine 1 and 3-chloro-5,6-diphenyl-l,2,4-triazine 2. as accessible intermediates for preparing new 1,2,4-triazine-derivatives of therapeutical potencies.
As a prelude to the current work, we reported (8, 9 ) the action of Wittig reagents of * To receive any correspondence. Vol. 1, Nos. 2-3, 1995 An Efficient Synthesis ο/3-Alkyl-, 3-Alkenyl and 3-Acetylenetriazine Derivatives via Phosphoranylidenetriazines type 3. on several halo-substituted cyclic and acyclic substances. The reactions take place under mild conditions, and thus it has been possible on many occasions to intercept, yielding, their respective phosphonium salts 5, otherwise their quite stable ylide-phosphoranes 6 were obtained. The produced phosphonium salts and their ylide form were further used as synthons for a series of secondary steps [reactions (1), (2) and (3)] to give a variety of derivatives as shown in scheme 1. We now apply this facile procedure
O CYR 0^c h 2 r O^-*. CRR 9 SCHEME 1 for the introduction of alkyl-, alkenyl-and acetylene groups at positions activated toward nucleophilic substitution reactions, utilizing halo-substituted triazines 1 and 2 as starting materials.
Results and Discussion
We now find that the reaction of 3-chlorotriazine 1 and methoxycarbonylmethylene- It is also worth noting that the reaction products 11a and 12a are equally obtained, irrespective whether one or two mole equivalents of the Wittig reagent was used. Thus the initially produced phosphonium salt 1J) is dehydrohalogenated by the starting phosphorane 3, it being a stronger base than chloride ion under the condition used (10), to give 11 and 12 (Scheme 2).
Similarly, the phosphoranes 12b,c accompanied by the appropriate Wittig salt lib, c were obtained by treating the halo-heterocycle 1 with > two equivalents of ethoxycarbonylmethylene-3b and acetonylidenetriphenylphosphorane 3c, respectively. No salt corresponding to 1Ό was isolated. The pertinent spectral data are presented in Tables 1 and 2. 3-Chloro-5,6-diphenyl-l,2,4-triazine %j which belongs to another important series of uncondensed triazine substrates, has been also allowed to react with > two molar equivalents of alkylidenephosphoranes 3a-£ to give a mixture of the phosphorus ylides 1_5 (1) and (2) on the original reaction -mixtures, as has been previously reported (8, 9) , which afforded a complicated mixture, can be difficult to separate in each case. Such a process is not efficient for our substrates. is hydrogen and that R 1 or R 2 is alkyl, aryl or the equivalent (12) (13) (14) . The structure ot the new acetylenes 19 is assignable from their analyses, IR, *H and 13 C NMR spectral data. The IR spectra showed the lack of the signal at -1700 cm" 1 due to the carbonyl group. The acetylene moiety was attested by the presence of an absorption bands at -85 ppm (-C^CR) and -77 ppm (-C=CR) in the 13 C NMR spectra.
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Conclusion
As a consequence following from this work, we have shown that halotriazines react readily with phosphorus ylides to give new complex Wittig reagents which are of further synthetic use.
Although treatment of acylmethylenetriphenylphosphorane 3c with alkyl halide may result, in many occasions (15, 16) , in its O-alkylation due to the derealization of the charge on the carbaniom, it has been C-alkylated with halotriazenes. This behaviour is attributed to the drastic conditions (15, 17) of the present reaction (Scheme 4).
11 2 f Phj P_CH COCHj Tables 1 and 2 for experimental details and spectroscopic data.
No reaction was observed, however, in a parallel experiment when the reactants (1 or 2 + 3a) were mixed at ambient temperature even after 48 h. Moreover, when the reaction was performed using equimolar amounts from reactants, the phosphoranes 12 or 15, the parallel Wittig salt and unchanged halocompound were obtained.
J. Wittig Reaction of 12 and 151
To a solution of toluene containing 12a (or 15a, 0.01 mol), benzaldehyde (0.03 mol) was added. The reaction was refluxed for 15-18 h (TLC) and the solvent evaporated. Extraction of the residual substance with hot petroleum ether (b.r. 60-80 *C), gave, on cooling, triphenylphosphine oxide. Crystallization of the residue from a suitable solvent afforded the olefinic products 13 and 16, respectively. The assignments for 13 and 16 are tabulated in Tables 1 and 2 b) With sodium hydroxide:The ylide adduct 12a (or 15c, 1.0 g) was refluxed in NaOH (15 ml, 10%) for 2 h, diluted with water to 25 ml, and cooled. After acidification with 10%
HCl, the yellow precipitated material was filtered off and recrystallized from the appropriate solvent to give 17 (Mp, mixed mps and comparative IR spectra).
Remarkably, best yields of 17 were attained from method (b) . Attempts to carry out reactions (1) and (2) on the product mixtures of the first experiment were unsuccessful.
Thus when the produced complicated mixture was chromatographed on silica gel afforded very poor yields. 18a (R 1 and R 2 = phenanthrene, R= COOCH3), 0.34 g (65%) mp 102-105 *C (pentane).
